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A radical cation is a molecules that have one unpaired electron that holds a positive charge.
The unpaired electron within a radical cation causes the molecule to be reactive. The high
reactivity of these species allows for radical cations to be commonly studied experimentally
using mass spectrometry and other multi-mass imaging techniques. However, these methods
often cannot resolve the reaction mechanisms for these fast reactions. Specifically, radical
cation rearrangement mechanisms are particularly unresolved within experiments. For this
reason, radical cation rearrangements are computationally investigated to explain complex
reaction pathways for processes to understand reactions leading to the initiation of detonation
in organic explosives and DNA radiation damage.
Rearrangement and fragmentation of nitroaromatic energetic molecules have been sub-
ject to extensive theoretical investigation to gain insight into the fragmentation pathways of
the military explosive 2,4,6- trinitrotoluene (TNT). However, the decomposition mechanism
of TNT is quite expensive to model outright. Therefore, smaller, more simplified models of
TNT such as nitrotoluenes are studied. In the o-nitrotoluene cation, detonation is simulated
with the direct cleavage of the C-NO2 bond. Interestingly, dissociation also occurs as the
methyl group can undergo cleavage of the C-H bond creating a hydrogen transfer (HT) from
the methyl to the nitro group. When investigated with DFT and pump-probe measurements
with mass spectrometric detection, the H atom attack formed the aci-nitro tautomer as soon
as 20−60 fs after ionization. Once formed, the aci-nitro tautomer spontaneously loses -OH
to form C7H6NO
+ through proposed singlet and triplet pathways. Subsequent fragmentation
pathways leading to the formation of dissociation products C7H6NO, C7H7, and C6H6N were
also calculated1.
As compared to o-nitrotoluene, m- and p-nitrotoluene dissociate similarly as they un-
dergo a nitro-nitrite rearrangement to create nitrite groups on the ring, rather than nitro
groups2. This nitro-nitrite rearrangement (NNR) was studied in nitromethane, the smallest
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organic-nitro compound. Using pump-probe femtosecond laser photoionization mass spec-
troscopy, coupled-cluster theory, and ab initio molecular dynamics, the nitromethane cation
(NM+) fragments into CH +3 , NO
+
2 , and NO
+. From theoretical analysis, NO +2 and CH
+
3
were formed through direct cleavage of the C-N bond, whereas NO+ forms spontaneously
upon NNR of the NM+ cation. Direct ionization into the electronically excited D1 or D2
states by the pump pulse provides sufficient excess energy to initiate the NNR pathway. With
excess energy stored in the NNR transition state, molecular dynamics simulations indicated
that NNR requires 660± 230 fs and was typically followed by rapid NO+ loss 100-200 fs
later. Experimentally, the fragmentation pathways to NO+ and CH +3 were in competition,
with associated decay timescale of ∼ 480 ± 200 fs which is similar to the computed NNR
timescale of ∼ 435 ± 209 fs with added excess energy. This result suggests that CH +3 is
formed by further excitation of the NM+ initially ionized into the D1 or D2 states before it
undergoes NNR. Finally, the dissociation to NO +2 from NM
+ was assigned to a D0 → D2
transition.
As with TNT, the DNA backbone is quite expensive to computationally investigate out-
right. Therefore, smaller organic phosphates and phosphonates, such as DMMP, DIMP,
DEMP, and TMP, were computationally studied to understand radiation-induced damage
along the DNA backbone. Radiation damage occurs when one-electron oxidation of the phos-
phate forms sugar radicals and induces lesions, thus contributing to single and double-strand
breaks along the backbone. From preliminary computational investigations, coupled with
experimental data using pump-probe techniques, there are different fragmentation pathways
between DMMP, DIMP, and DEMP3. Experimentally, hydrogen atom shifts were observed
for all atoms. This mechanism could be the mechanism for which experimentally observed
sugar radicals are formed.
v
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1.1 Background and Motivation
As an important intermediate, radical cations are molecules that have one unpaired elec-
tron that hold a positive charge. The unpaired electron within a radical cation causes the
molecule to be both reactive with other species and within itself. These intermolecular re-
actions can cause radical cations to fragment into other neutral molecules, cations, radicals,
and other radical cations. The high reactivity of these species allows for radical cations to be
commonly studied experimentally using electron-spin resonance,7 mass spectrometry,8,9 and
other multi-mass imaging techniques.2,8,10–13 Specifically through transient absorption spec-
troscopy, these species’ dissociation dynamics, fragments, and associated relative timescales
of ion absorption can be determined for applications to reaction mechanisms.1,2,14–21 While
these methods are insightful, mass spectrometry experiments produce masses of molecules
and fragments but not chemical structures. Similarly, mass spectrometry detects timescales
microseconds after the radical cation is formed. Aside from reactant and product, much of
the mechanistic insight into the rearrangements of radical cations are lost experimentally. For
this reason, quantum chemical computational methods are used to study and resolve mecha-
nisms within many radical cation reactions.2,8,22–24
1.1.1 Applications of the study of Radical Cations
Radical cations are studied for a range of applications within photochemistry, electrochem-
istry, synthetic chemistry, and more. For the purpose of this study, we will evaluate the
study of radical cations through the investigation of intermolecular rearrangements pertinent
to organic energetic materials and organic phosphate and phosphonate molecules.
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Organic Energetic Molecules
TNT is a popular explosive used primarily for its military applications.25–28 Subsequently,
there are many studies to investigate its dissociation. However, the decomposition mecha-
nism of TNT is computationally expensive to model and study outright.29 Therefore, smaller,
more simplified models of TNT such as nitrotoluenes are widely studied.28–30 There is a
long history of studying dissociation reactions of nitrotoluene isomers using mass spec-
trometry.12,13,30–38 These studies concluded clear analytical and reactionary differences be-
tween the isomers. Particularly, there is a difference between the reaction pathways of o-
nitrotoluene and those of m- and p-nitrotoluene.9,10,29,37,38
Structurally, when compared to o-nitrotoluene, in m- and p- nitrotoluene, the nitro groups
are in the same plane as the benzene ring. This is different from the 26.6◦ torsion of the nitro
group on the o-nitrotoluene due to steric effects.38 When excited, the m- and p- nitrotoluene
dissociate similarly as they undergo a nitro-nitrite rearrangement to create nitrite groups on
the ring, rather than nitro groups. From this, the nitrite group loses a NO and thus leaves
a structure with the chemical formula C7H7O for both, as seen in Figure 1.1.
37,38 In the o-
nitrotoluene cation, dissociation occurs much differently as the methyl group can undergo
a cleavage of the C-H bond creating a hydrogen transfer (HT) from the methyl to the nitro
group. This HT creates an aci- species, as seen in Figure 1.2.8,9,29–31,34 Both the HT and
nitro-nitrite rearrangements are vital to the exploration of TNT as a total molecule, and thus,






























- OH - CO
+ + +
+
Figure 1.2: Schematic of aci-rearrangement within o-nitrotoluene. 1
It should be noted that the nitro-nitrite rearrangement (NNR) can be complex to resolve
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computationally, particularly on nitrotoluenes. With this, nitromethane (NM) being the sim-
plest aliphatic nitro compound, is an inexpensive molecule to model NNR.21,22,39 The disso-
ciation mechanism of NM has been experimentally and theoretically studied.39–43 However,
even in its seeming simplicity, many of the findings from one study to another differ. Due
to the complexity of the electronic structure and photochemistry of NM, the discrepancies
found are with the role of the excited states, the involvement of roaming transition states, and
differences in fragmentation pathways.44 For this reason, resolving these discrepancies is of
the upmost importance to understanding the dissociation of NM. Similarly, understanding the
reaction pathways of nitromethane ions has key importance for its implications in shock initi-
ation of detonation in condensed-phase nitromethane45,46 and other explosives47,48 mediated
by generation of cations and anions as well. While dissociation of nitromethane cations has
been widely investigated for decades using mass spectrometry,49–59 few theoretical results
have been reported.59–62 Therefore, investigation of the direct mechanism of the NNR and
the relative timescales associated with the subsequent fragmentation must be computed to
gain insight into the full reaction mechanism.
Organic Phosphates and Phosphonates
Similar to the computational studies of NM and nitrotoluenes for the purpose of better un-
derstanding explosives, organic phosphates and phosphonates, which make up cellular com-
ponents of DNA backbone, are studied for the purpose of comprehensively understanding
radiation damage in DNA. Radiation damage in DNA occurs when one-electron oxidation of
the phosphate forms sugar radicals and induces lesions, thus contributing to single and dou-
ble strand breaks along the backbone.63 To study the damage, dimethyl methylphosphonate
(DMMP), diethyl methylphosphonate (DEMP), diisopropyl methylphosphonate (DIMP), and
trimethylphosphate (TMP) radical cations and subsequent fragmentations are studied. Sim-
ilar to that within the nitrotoluenes, for all three species, experimental results have shown
hydrogen transfer products for each of the three species, with DEMP exhibiting special
type of HT rearrangement, McLafferty rearrangement that directly influences the dissociation
pathway.64,65 The further study into each of the HT rearrangement and coherent vibrational
modes for these species are essential to the comprehensive understanding of the dissociation
of each; however, to date, there are few studies that map out the clear dissociation pathways
of these species.
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Coupled with transient absorption mass spectroscopy methods, quantum mechanical prin-
ciples can be applied to computationally investigate the dissociation pathways, relative timescales,
and reaction dynamics of the radical cation rearrangements described.
1.2 Quantum Mechanics
Quantum chemistry is a field of theoretical chemistry that uses quantum mechanics to study
properties and reactions of atoms and molecules. With quantum chemical applications steadily
advancing, its uses span an array of problems to be solved. One of the applications of quan-
tum chemistry is the study of reaction mechanisms.
As the basis for all quantum chemical methods, the time-independent Schrödinger equa-
tion (SE) depicts a relationship between the energy of the state, E, described by a wavefunc-
tion, ψ.
Ĥψ= Eψ (1.1)
The time-independent SE represents the interactions of multiple electron and molecule
system, for which the hamiltonian operator,
Ĥ = T̂ + V̂ (1.2)





















































where α and β are nuclei, i and j are electrons, ri j , rαi , and rαβ are the radii between
electron i and nucleus α, electrons i and j, and the nuclei α and β . The kinetic energy
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contribution, T̂ , as applied to the nuclei and electron to the sum of the first two terms. The
potential, V̂ , is the sum of the last three terms by which the terms correspond to nuclear-
nuclear repulsion, nuclear-electron attraction, and electron-electron repulsion.
Due to the coupling of the electron and nuclei motions, for which nuclei move more
slowly than electrons due to mass, the electron and nuclear motion can be separated mathe-
matically using the Born Oppenheimer (BO) approximation. The BO approximation removes
the kinetic energy operators for the nuclei resulting in what is commonly known as the elec-
tronic SE. The electronic SE can then be solved separately.
ψ(R, r) =ψel(r; R)ψN (R) (1.6)






















When the SE, including the approximation, is solved, a new potential variable U(R) is
defined as
U(R) = Eel + VNN (1.9)










The potential energy surface (PES) of the electronic state is built from the correlation between
U(R) and R, for which every electronic state is a wavefunction solution to the electronic SE.
This landscape is a representation of the nuclear coordinates’ electronic energies that provide
a potential surface for which a nuclei could move (example seen in Figure 1.3a).
From the PES, the nuclear SE
ĤNψN (R) = ENψN (R), (1.11)
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for which







∇2α + U(R) (1.12)
can be solved explicitly.
On the PES, there are critical points, or stationary point solutions, that serve as represen-
tations of single optimized structures along a reaction coordinate. When the first derivative of
the energy is zero with respect to each geometric parameter, local minima and saddle points
along the PES are assigned as reactants, intermediates, products, and transition states. When
second order derivatives with respect to geometry are determined and matrixed as a Hessian,
or force matrix, the diagonalization of this matrix determines eigenvectors, that depict the
normal modes of vibration, and eigenvalues, for which vibrational frequencies are depicted.
Local minima are characterized by all positive vibrational frequencies. Whereas, saddle
points, in being a local maxima in one direction, are characterized by one negative imaginary
frequency. With this, we assign reactants, intermediates, and products to optimized geome-
tries corresponding to local minima, and transition states corresponding to saddle points.
Transition states must smoothly connect one minimum to another from the steepest energy
descent from the imaginary vibration. This is a key feature necessary in characterizing com-
plete reaction mechanisms.
Figure 1.3: Sample 3-D potential energy diagram and 2-D cross-section de-
piction of a reaction mechanism.
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1.2.1 Reaction Mechanisms
Once stationary points are identified and characterized, reaction mechanisms can be con-
structed. Intrinsic reaction coordinates (IRC) paths from the PES can be determined math-
ematically as a parametric curve connecting a transition state to two local minima. This
path is the minimum energy path that includes no added kinetic energy. These connections,
creating a smooth path from a transition state to a reactant, intermediate, or product can be
graphically represented as a reaction mechanism, seen in Figure 1.4. Some reaction mecha-
nisms are concerted, or undergo one step from the reactant through the TS to the product, as
seen through TS1 in Figure 1.4a. However, there are cases by which alternative mechanisms
for the same total reaction may arise, an example of this may be found in the mechanism
proposed through TS2. Compared to the concerted mechanism, the step-wise mechanism,
Figure 1.4b, through TS2 includes multiple energy barriers to overcome. In these cases, the
highest point on the energy profile defines the activation energy and the rate determining step.
When comparing the most probable energy profiles of both the concerted and the step-wise
reaction mechanisms, the most plausible mechanism is associated with the lowest activation
energy.
Figure 1.4: Schematic example of energy profiles of the (a) concerted, and
(b) step- wise mechanisms for the reaction of A to B.24
Similarly, reaction energies, the difference between the product and reactant energy, gives
insight into the spontaneity of the reaction. If the energy profiles are represented by Gibbs rel-
ative energies, negative reaction energy correlates with the reaction occurring spontaneously.
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When comparing multiple spontaneous mechanisms leading to different products, the mech-
anism associated with the lowest reaction energy will shift the equilibrium population in its
favor. While a reaction may be spontaneous, a reaction must have enough energy to over-
come energetic barrier to complete a reaction. These principles apply to ground state reaction
energy diagrams.
The ground state energy is the lowest energy solution to the electronic SE. All higher
energy solutions to the electronic SE are excited states. These excited states can participate in
reaction mechanisms through quick electronic transitions and can give further understanding
to stored energy within reaction mechanisms.
As reaction mechanisms are determined mathematically, molecular properties and vi-
brational energy levels can also be determined through the electronic SE. However, for all
systems with more than one electron, further approximations, beyond the BO approxima-
tion, are applied through a range of quantum chemical methods. These methods to include
Hartree-Fock Theory, couple cluster theory, and density functional theory are discussed in




In quantum chemistry, there are two classes of methods to further solve the electronic SE:
wavefunction theory (WFT) and density functional theory (DFT). WFT aims to solve the
electronic SE as accurately as possible. This principle centers on Hartree Fock (HF) theory
and coupled-cluster theory (CC). The second principle, DFT, which is widely more popular
for its practical performance to cost ratio, aims to compute the optimal electron density of
the system. Each method is outlined in the section below.
2.1 WFT Methods
2.1.1 Hartree Fock Theory
Hartree-Fock (HF) theory is an approximation method that attempts to solve the electronic
SE by approximating the electronic wavefunction by an N -electron wavefunction, ψSD, rep-




























〈ψi|ψ j〉= δi j (2.1)
This representation of the molecular system is made up of N occupied orthonormal one-
electron wavefunctions, ψ(~r,φ), or molecular orbitals (MOs) containing spatial, ~r, and spin
φ functions to describe electronic behavior. In general, the spin-orbital is denoted
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ψ(~r,φ) = ϕα(~r)α(φ) +ϕβ(~r)β(φ), (2.2)
where the functions α and β correspond to the spin-up and spin-down eigenstates of the
















Due to the semi-integer spin of an electron, the total wavefunction, ψSD, is antisymmetric
under the exchange of a pair of electrons. This satisfies the Pauli exclusion principle allowing
the particle wavefunction to change sign when a pair of electrons are exchanged.
The goal mathematically is to find a set of spin-orbitals, ψ(~r,φ), for which the determi-
nant is the best possible approximation to the ground state for an N -electron system described
by the electronic hamiltonian, Hel . According to the variation principle, the optimal molecu-
lar orbitals to minimize 〈ψSD|Ĥel |ψSD〉 are found by solving HF equations:
F̂(i)ψi(~ri ,φi) = εψi(~ri ,φi), i = 1...n (2.4)
where ε is the energy of the MO, ψi , occupied by electron i and F̂(i) is the Fock operator










+ vHF . (2.5)
The Fock operator consists of the kinetic energy for the electron (first term), the po-
tential energy of the electron and fixed nuclei (second term), and HF potential (third term).
This HF potential is the electron correlation, Coulomb potential between the electron and all
other electrons and includes an exchange interaction that accounts for behaviors between two
electrons with the same spin, neglecting instantaneous electron-electron interactions. The ex-
change interaction is a result of the indistinguishability of the electrons.
As the energy expression is symmetric, minimizing the energy per the variation principle
calculates the Slater determinant with the lowest energy as the closest approximation to the
true wavefunction for the assumed functional form of a single Slater determinant. With this,
minimizing the HF energy by calculating the HF potential, for an electron requires solving
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each hamiltonian of a single electron Schrödinger equation for the wavefunctions of the other
MOs. Therefore, these HF equations are nonlinear and must be solved iteratively using self-
consistent field (SCF) procedure.
To perform calculations on Equation (2.4), the spin parts of the MOs must be integrated
out, thus the resulting HF equations only involve the spatial parts of the MOs, ψ(~r). Re-
stricted HF is when one of the forces of the α and β electrons occupy the same spatial part
for closed-shell species. Unrestricted HF (UHF), which will be used as the basis for the
remainder of the thesis, is formulated when electrons α and β are associated with different
spacial parts for open-shell species.
These methods as solved through SCF procedure may be solved numerically (exact HF)
or in the space spanned by a set of basis functions (HF-Roothan equations). Introducing basis






the sum from 1 to K , the number of basis sets, for the expansion coefficient, Cµ and the
atomic orbital basis functions, ϕµ. This linear combination of atomic orbitals as applied by
HF-Roothean equation is
FC = SCε (2.7)
where F is the Fock matrix, C is the coefficient matrix for the AOs, S is the overlap matrix,
and ε is the energy matrix whose diagonal are the MO energies. This is the basis for which
electron configurations and electron orbital placements are computationally formed.
2.1.2 Coupled Cluster Theory
Taking into account the Aufbau principle, for N electrons, the HF wavefunction (Equation
(2.1)) consists of N lowest spin orbitals. Solving the HF-Roothean Equation (2.7) creates K
spin orbitals from K basis set functions. For all possible combinations, when n-occupied spin
orbitals are replaced with virtual spin orbitals, another set of n-electron slater determinants
which span a given AO basis produces the exact non-relativistic electronic wavefunction
denoted as a the HF determinant and a linear combination of the excited determinants.66 On
this assertion, coupled-cluster (CC) theory is defined as an excitation term applied to the HF
wavefunction reference determinant,
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|ψCC〉= eT |ψHF 〉. (2.8)
Here, T is an excitation operator acting on the HF wavefunction, for which,
T = T1 + T2 + ...+ Tm (2.9)
for N electrons and consists of all single, T1 to m-tuple, Tm excitations of electrons from























for singly and doubly excited configurations. The amplitude, t represents two electrons in
the HF occupied MOs i and j becoming excited to virtual MOs a and b. Each configuration,
while similar, has its own amplitude. To determine the amplitudes, the CC wavefunction is
inserted into the SE
Ĥ|ψCC〉= EeT |ψHF 〉. (2.11)
By subtraction of the HF energy on both sides of the equation, the correlation energy is
determined:
(Ĥ − 〈ψHF |Ĥ|ψHF 〉)eT |ψHF 〉= (E − EHF )eT |ψHF 〉
(ĤN )e
T |ψHF 〉= (Ecor r)eT |ψHF 〉
(2.12)
ĤN is the normal ordered, or similarity transformed, Hamiltonian including one and two
electron contributions. From this expression, the amplitude is defined as
〈ψab...i j... |e
−T ĤN e
T |ψHF 〉= 0, (2.13)
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where ψab...i j... are all excitation determinants. Similarly, the CC energy of the system is deter-
mined by
E = 〈ψHF |e−T ĤN eT |ψHF 〉 (2.14)
Equations (2.13) and (2.14) define CC-theory. If the full cluster operator includes all
possible excited determinants, ψCC becomes equivalent to the full configuration interaction
(FCI) wavefunction and produces coupled-cluster energies that correspond to the FCI result.
The expansion of the exponential term eT can be expanded using the Taylor series expansion
scheme:













eT = 1+ T1 + (T2 +
1
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T41 ) + ...
(2.16)
In equation (2.16), the expansion shows the product terms include higher excitations even in
approximate wavefunctions. Note, the first term produces the HF reference. The second term
generates all singly excited states. The third term, grouped by the set of parentheses, are the
doubly excited states. The fourth term correspond with triply excited states. As the trend
suggests, the fifth term are the quadruply excited states. These states may be considered
connected (T4) or disconnected (T22 ) corresponding to two interacting and non-interacting
pairs of interacting electrons respectively.67 The CC wavefunction has to be truncated to
make calculations reasonable for most systems. As a result of the higher-order terms, the
correlation energies are size-consistent. From this, there is a hierarchy of coupled-clustered
approaches characterized by the maximum allowed excitations in the cluster operator, such
that when T = T2 the method is called CCD. When truncated to include the singly excited
term, T = T1 + T2, the method is called CCSD, and so forth.
The most popular CC method, and what is used in this thesis, is CCSD(T). In this method,
the first two excited terms are computed using T = T1 + T2, but the connected triplet exci-
tations are computed in a single perturbation step.67–69 This perturbation expansion of the
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connected triples amplitudes computes the energy using the following scheme:


















for which fia are the HF operator matrixed elements, and 〈i j||ab〉 are anti-symmetrized two
electron integrals. With this, corrections are made to CCSD energy70
ECCSD(T ) = ECCSD + E


















i jk , (2.20)
where Dabci jk consists of diagonal elements of the HF matrix and 〈 jk||bc〉 are anti-symmetrized
two electron integrals, similar to that seen in Equation (2.17). Triple amplitude corrections
to the energy are obtained in fourth and fifth order and are calculated using the converged
CCSD amplitude for this perturbation expansion. T3 amplitudes are calculated by
Dabci jk t
abc






〈la|| jk〉t bcil ). (2.21)
The permutation operator P(i| jk) is computed by
P(i| jk) f (i jk) = f (i jk)− f ( jik)− f (ki j). (2.22)
When HF orbitals constructed from slater determinants are applied to these calculations, the
matrix elements for the singly excited Slater determinant implied in Equation (2.17) are zero,
per Brillouin’s theorem. As referenced in Equation (2.12), the hamiltonian operator only
includes one- and two-electron operators. When solving using CCSD(T), the scaling factor
associated with the computational cost is O(N7), for an N electron system containing N
total orbitals. This is one order of magnitude less as compared to CCSDT for comparable
accuracy. CCSD(T) is often used for predicting electronic energies of stationary points from
previously optimized structures determined from lower levels of theory. In this thesis, we
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will utilize this scheme with less "expensive" methods to achieve accurate energy predictions
for reaction mechanism pathways.
2.1.3 Equation-of-Motion Coupled-Cluster Theory
Much of this thesis is focused on the participation of excited state population and transitions
within reaction mechanisms. Similarly, our electronic structure calculations and related en-
ergies are benchmarked by comparing calculated to experimental ionization potentials (IPs).
While some IPs are found by subtracting the energies of two ground state calculations, calcu-
lating higher lying IPs requires direct calculation of excited states from a single ground state.
To be further discussed in the subsequent sections, the preliminary method for excited state
calculations is time-dependent density functional theory (TD-DFT), more accurate energy
predictions on the level of CC calculations may also be done. This is achieved by equation-
of-motion CC (EOM-CC). The EOM framework extends the ground state results from CC
theory, but rather than the HF determinant, it uses the CC ground state.69 If the ground state
is denoted as
H|ψ0〉= E0|ψ0〉 (2.23)
An excited state is denoted,
|ψk〉= Rk|ψ0〉= RkeT |φ0〉, (2.24)
where R is the motion operator71 and φ0 is the CC ground state. Similar to the scheme pro-
posed to optimize ground state energies starting with lower level theory and refining with CC
methods, we will employ EOM-CCSD for excited state calculations throughout this thesis
under the same scheme.
2.2 Density Functional Theory
Rather than solving the electronic SE by approximations to find the optimal wavefunction, as
in WFT, density functional theory (DFT) employs methods that focus on finding the optimal
charge density (ρ) of a system. As found in 1964 by Hohenberg and Kohn, DFT is governed
by 4 main principles:
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1. The main variable is ρ. Energy and all other properties are computed as functionals, a
function which takes another function as an argument, of ρ.
2. The uniqueness theorem states that there’s a direct relationship between the ground
state density, ρ(~r), and the external potential acting on it, v(~r). In this way, a unique
functional of the exact ground state energy exists to represent the ground state expec-
tation value of any observable.
3. Independent of the external potential, v(~r), there exists a universal functional, F[ρ(~r)],
such that the electronic energy of the system for a given charge density is computed as
Ev[ρ(~r)] =
∫
v(~r)ρ(~r)d~r + F[ρ(~r)] (2.25)
4. The ground state charge density is the minimization of Equation (2.25), according to
the variational principle, with respect to the total number of electrons N within the
system.
∫
ρ(~r)d~r = N (2.26)
From the culmination of these principles, the exact density makes it theoretically possible
to compute all ground state properties of a system exactly.72 Under the condition that ρ is
a function of the electrons ~r, the use of square brackets will denote functionals of function
ρ. The universal functional consists of Coulombic interactions of electrons, J[ρ(~r)] and a
unique and unknown functional, G[ρ(~r)].






|~r − ~r ′|
d~rd ~r ′ (2.28)
While formally exact, due to this unknown functional G[ρ], this proposed method is not
practical to solve. As a result, in 1965, Kohn and Sham proposed a second theorem by which
the G[ρ] functional was found to explain the kinetic energy of noninteracting electrons,
Ts[ρ], and the exchange correlation functional, EX C .
G[ρ] = Ts[ρ] + EX C (2.29)
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The exchange correlation functional, as the name implies, describes the exchange and corre-
lation of interacting electrons. Therefore, the total energy, as described by ρ is





























|~r − ~r ′|
|ψ j′(~r)|2d~rd ~r ′ + EX C[ρ(~r)]
(2.31)
In addition to the kinetic energy functional, Ts[ρ], and the electron-electron Coulombic inter-
actions, J[ρ(~r)], E[ρ(~r)] includes nuclear-electron Coulombic interactions, Enuc−el[ρ(~r)]
and the exchange correlation functional, EX C[ρ(~r)]. The exchange correlation functional
contains all unknowns within the model including kinetic energy not covered within Ts[ρ]
and corrections for the self-interaction error proposed in J[ρ(~r)].
Applying the variation principle, the set of orbitals that minimizes the energy can be
expressed as the SEs for each of the noninteracting single particles within a field of effective
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Similar to that of the HF operator discussed in WFT, HKS , is the KS Hamiltonian. The
wavefunctions, ψKSi , represent the KS orbitals, by which the density of the system of inter-
acting particles is represented as a summation over N lowest energy orbitals. This similarity
allows accuracy to be dependent upon the basis set of orbitals to describe interactions. Also
similar to HF, minimizing the energy requires solving each hamiltonian of each one-electron
SE with respect to the wavefunctions of other MOs to be found. Therefore, these equations
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are nonlinear and must be solved iteratively. However, unlike HF, the form of the exact
functional is unknown, so creating a hierarchy of approximations is based on the physical
considerations and how the density behaves for each molecule. Because of this relationship,
irrespective of size, for a system of N electrons, there are 4N applicable variables for solving
the charge density, 3 spatial coordinates, and 1 spin coordinate for each electron. As a result,
the electron density is the square of the wavefunctions integrated over N − 1 electrons, for
which each spin density only depends on 3 spatial coordinates.67 This makes DFT simpler to
improve and implement than that of WFT, and more "inexpensive" on the order of O(N3) or
O(N4). While simple, for every different electron density, there is a subsequent and different
ground state energy, for which the energy functional is not explicitly known. With this, iden-
tifying the correct exchange-correlation functional to account for these parameters is key to
adequately modeling systems and producing reliable results.
2.2.1 Exchange-Correlation Functionals
The difference in DFT methods is the choice of the exchange-correlation (XC) functional to
describe the XC energy. The classes of XC functionals are characterized by the amount of
information about the density included within them. For example, the simplest model, local
density approximation (LDA) describes the density as a uniform electron gas. As a result,
the XC energy is computed only concerning the local value of the density at a position:
E LDAX C [ρ(~r)] =
∫
f (ρ(~r))d~r. (2.35)
This energy is a weighted probability that the electron is found within that specific position.
While simplistic, LDA functionals best describe systems such as large metal surfaces.67 The
next level in the XC functional hierarchy are generalized gradient approximation (GGA)
functionals. In this class, the XC energy as described by LDA is used as a baseline by which
the gradient of the density at a specific position is also included.
EGGAX C [ρ(~r)] =
∫
f (ρ(~r),∇ρ(~r))d~r (2.36)
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GGA functionals are best implemented for optimizing molecular geometries and calculating
ground-state energies. The third tier of the XC functional hierarchy is meta-GGA function-
als. These functionals include the Laplacian of the density, ∇2ρ(~r), and the kinetic energy
density of KS orbitals, τ(~r), such that
Emeta−GGAX C [ρ(~r)] =
∫
f (ρ(~r),∇ρ(~r),∇2ρ(~r),τ(~r))d~r (2.37)
Meta-GGA functionals are best suited for thermochemistry, kinetics, and non-covalent in-
teraction calculations. The fourth level in the XC functional hierarchy is hybrid functionals.
This class employs a fraction of HF exchange from KS orbitals in the XC functional. This
class, as the most popular of the functional classes, holds the most commonly used functional,
B3LYP. This method uses 20% HF exchange energy and calculates the remaining exchange
and correlation terms from the GGA methods.









where ESX , Ex B88, E
VW N
C , and E
LY P
C are various GGA methods. This method is particularly
popular in that it is not heavily parameterized (3 parameters), as with other hybrid functionals,
and produces reliable energies without the use of large basis sets. This functional is best
used for calculating atomization energies, bond lengths, and vibrational frequencies. To
adequately calculate transition state geometries, energies, and vibrational frequencies, this
functional is used in much of the work described within this thesis.
At the hybrid functional level on the hierarchy of XC functionals, as seen in Figure 2.1,
there is a direct relationship between the simplicity of the model and the accuracy of the cal-
culations produced. With this, for further calculations to better explain short and long-range
interactions and dispersion force corrections, ωB97X-D functional was used. Compared to
that of B3LPYP, ωB97X-D is 22% HF. While it compares in computational cost to that of
B3LYP, this method produced more accurate results as compared to experiments for specific
molecules discussed within this thesis.
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Figure 2.1: The hierarchy of XC functionals as the rungs of Jacob’s ladder.73
2.2.2 Time-Dependent Density Functional Theory
Time-dependent DFT (TD-DFT) calculates excitation energies and dynamic polarizabilities
by solving the time-dependent analog of the exchange-correlation functional of time de-
pendent electron density. A TDKS scheme was produced by Gross and Runge from the
Hohenberg-Kohn theorems. Ultimately, this scheme calculates excitation energies, Bohr fre-
quencies, for the ground state density’s response to a time-dependent applied electric field74.

























Here, A is described similar to orbital matrix elements within the Hessians proposed at the
CIS level75, but include a correction for the exchange-correlation. The excitation energies,ω
are solved iteratively for the lowest-lying excitation energies. Tamm-Dancoff approximation
(TDA) can be used to simplify the overall expression to Ax = ωx by neglecting the "de-
excitation" amplitudes, Y. This makes TD-DFT implementation simple in comparison to
other excited state methods. While inexpensive, scaling to O(N3) or O(N4), the reliability
of TD-DFT is restricted to low-lying valence excited states with an accuracy limit of the first
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ionization potential of the molecule. However, with optimized geometries, TDDFT can give
a quick, computationally "inexpensive" qualitative analysis of excited states, energies, and
coupling strengths.1,76 Due to the nature of these calculations, the procedure as described
in the Section 2.1.3 by which TD-DFT is used as the preliminary method for excited state
calculation, is employed throughout the investigations presented in this thesis.
2.3 Basis Sets
As described in both WFT and DFT methodologies, basis sets are collections of the nonorthog-
onal mathematical functions that span the spatial part of MOs that describe the limits for the
one-electron space. Within WFT and the hybrid functional methods of DFT, MOs are de-
scribed as slater determinants. These determinants use a linear combination of N atomic
functions to an N -electron system to describe the molecular orbital. The exact atomic solu-
tion for a one-electron system depicts the atomic orbital as a slater type function (STO):
χSTOabc (x , y, z) = M x
a y bzce−ζr . (2.40)
Here, the STO is described by M , a normalization constant and spatial coordinates, x , y, z
governed by coefficients to control angular momentum, a, b, c such that ~L = a + b + c, and
parameter ζ to control the width of the orbital. Orbitals with a, b, c values of 1,0,0; 0,0,1;
or 0,1,0 correspond to the set of p-orbitals (~L=1). In the same way, the orbitals with a, b, c
values of 2,0,0; 0,2,0; 0,0,2; 1,1,0; 1,0,1; or 0,1,1 correspond to the space of the set of the
d-orbitals (~L=2). Lastly, because x2 + y2 + z2 = r2, an s orbital is denoted by the sum of
a, b, c values 2,0,0; 0,2,0; and 0,0,2 (~L=0). Also, it should be noted that when ζ is large, the
STO is considered a tight function. When ζ is small, the STO describes diffuse functions.
As seen in Figure 2.2, STOs accurately describe the short and long-range behavior of atomic
orbitals. However, while accurate, STOs are expensive to calculate due to the nature of the
exponential component. For this reason, most modern basis sets are composed of Gaussian
type orbitals (GTO) described as:
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Due to the Gaussian product term, GTOs are simpler to compute; however, lack in explain-
ing both short and long-range behaviors (Figure 2.2). Therefore, most orbitals compute con-
tracted Gaussian type orbitals (CGTO) or a linear combination of Gaussian type orbitals.





a y bzce−ζi r
2. (2.42)
By combining these GTOs, long and short-term behavior are selectively fit to better approx-
imate STOs. Minimal basis sets use one basis function for each atomic orbital in the atom.
Double-zeta, triple-zeta, etc. use two and three basis functions for each atomic orbital. A split
valence basis set simplifies calculations by describing core orbitals with one atomic function
and valence orbitals with a larger basis set. Idealistically, an infinite amount of GTOs within
a CGTO would give an almost accurate representation of the STO. In the same way, the more
GTOs used to describe the atomic orbitals, the more accurate the prediction. As a result,
large basis sets are generally considered more accurate in quantum chemistry.
Figure 2.2: Comparison of Gaussian type orbitals and Slater type orbitals.77
To better describe short and long-range interactions, polarization, and diffuse functions
can be added to a basis set. Polarization functions describe the shift of an atom’s orbitals
as other atoms approach as the mixing of the angular momentum of a basis function with
the orbitals of basis functions of angular momentum, l + 1. In this way, to polarize a p
orbital a d orbital function is added. Diffuse functions, as described above, include small ζ
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components, and describe the tail behavior of an electron far from the nucleus. As essential
for anion calculations, diffuse functions are essential for accurately depicting any electron
held loosely by dispersion only.77,78
Within this thesis, there are two general classes of basis sets used: Pople basis sets,
and Dunning’s Correlation-Consistent Basis Sets. To describe our radical cation MOs, we
use Pople’s split-valence triple-zeta basis set, 6-311+G*. Within this basis, the core orbital is
described by a CGTO of six GTOs and the valence is made of three orbitals: one CGTO made
of 3 GTOs, and two single GTOs. We also include both polarization and diffuse functions
to best describe the interactions within the radical cation. This basis set is not considered
particularly large and has "inexpensive" implementation for small molecules, as discussed
within this thesis. Similarly, in DFT methods, when combined with B3LYP, this basis is
known to explain atomic total energies with high accuracy.79
Similar to 6-311+G*, this thesis also includes the use of the CBSB7 basis set, which
employs the 6-311G(2d,d,p) basis set constructed by the CBS-QB3 high accuracy energy
method. In the CBS-QB3 method, B3LYP energies and frequencies are used to calculate
several single-point energies to the "exact" energy for molecules to calculate the exponents
and contraction coefficients accordingly. This method was found to be an advantage over the
6-311+G* basis previously described for its uses in computing transition states.79,80 For this
reason, CBSB7 is used in the study of complex, multistep rearrangement pathways.
For its applications to increase the accuracy of our WFT methods, we use Dunning’s
Correlation-Consistent Basis Sets, specifically aug-cc-pVTZ. This basis set as optimized us-
ing correlated (CISD) wavefunctions describes the atomic orbital as a triple-zeta basis con-
taining diffuse functions, as denoted by the "aug" prefix, and polarized valence functions.
In comparison to 6-311+G*, aug-cc-pVTZ is a large basis set, presumably better for imple-
menting WFT and DFT methods; however, is traditionally known for increasing the accuracy
of WFT methods and recommended for implementing with DFT for anions and weak inter-
actions.80
2.4 Experimental Methods
As outlined in many of our procedures, the radical cations studied within this thesis are exper-
imentally resolved using ultra-fast femtosecond time resolved mass spectrometry, as outlined
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in our previous publications81–84. A brief summary is given here. The output of a commer-
cial Ti:Sapphire regenerated amplifier (Astrella, Coherent, Inc.) producing 30 fs, 800 nm,
2.2 mJ pulses was split with a 10:90 (r:t) beam splitter. The 90% portion was directed into
an optical parametric amplifier (OPA, TOPAS Prime) to produce 1500 or 1300 nm, 200 µJ,
18 fs pulses used as the pump. The smaller portion of the beam used as the probe pulse was
directed onto a retro-reflector placed on a motorized stage to adjust the delay between pump
and probe pulses. With a home-built frequency resolved optical gating (FROG) apparatus85,
the duration of the pump and probe pulses were measured to be 18 fs and 25 fs, respectively.
The pump and probe beams are recombined on a dichroic mirror and focused with a 20 cm
fused silica biconvex lens to into the extraction region of a custom built time-of-flight (TOF)
mass spectrometer. The focal intensities of the pump and probe pulses were estimated as
1.5 × 1014 and 1.5 × 1013 W cm−2, respectively, based on previously established methods
described in Ref.84. The molecular sample was introduced into the ultrahigh vacuum cham-
ber (base pressure 2× 10−9 Torr) through the effusive source of a 1/16” OD stainless steel
tube with outlet 1 cm away from the laser focus. The resulting sample pressure was kept at
approximately 2×10−7 Torr as measured near the microchannel plate detector. Mass spectra
at each pump-probe delay were collected 1 GHz digital oscilloscope (LeCroy WaveRunner)
and averaged over 1000 laser shorts. The pump-probe delay was scanned in specific steps




The following study is from our previously published article, Conserved Vibrational Coher-
ence in the Ultrafast Rearrangement of 2-Nitrotoluene Radical Cation.1
3.1 Background and Motivation
TNT is a popular explosive used primarily for its military applications.25–28 With this, there
are many studies to investigate its dissociation. However, the decomposition mechanism of
TNT is quite expensive to model computationally and study outright.29 Therefore, smaller,
more simplified models of TNT, nitrotoluenes are studied.28–30 Nitrotoluene isomers have
been studied for years and their photodissociation affects investigated12,13,30–34,36–38 using
two primary methods: 1) electron impact with the ionized products being detected using
mass spectrometry8,9 and 2) UV excitations of the sample molecular beams with products
detected using resonantly enhanced multi photon ionization, vacuum UV photoionization
of mass spectrometry and multi mass imaging techniques.2,8,10–13 These studies proved that
there are clear analytical and reactionary differences between the isomers. Particularly, there
is a specific difference between the reaction pathways of o-nitrotoluene and those of m- and
p-nitrotoluene.9,10,29,37,38
In m- and p- nitrotoluene the nitro groups are in the same plane as the benzene ring.
This is different from the 26.6◦ torsion of the nitro group on the o-nitrotoluene due to steric
effects.38 When excited, the m- and p- nitrotoluene also dissociate similarly as they rear-
range to create nitrite groups on the ring, rather than nitro groups. From this, the nitrite
group loses a NO and thus leaves a structure with the chemical formula C7H7O for both.
37,38
When compared to m- and p- nitrotoluene, o-nitrotoluene dissociates much differently as the
methyl group can undergo a cleavage of the C–H bond creating a hydrogen transfer (HT) from
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the methyl to the nitro group. This HT creates a 5-methylene-6-aci-nitrocyclohexa1,3diene
species8,9,29–31,34 From this step, there are many different proposed mechanisms.
In a study from 1988, it was determined that the m- and p- nitrotoluenes, which lose
NOand NO2, differ significantly from the dissociation of o-nitrotoluene (2-NT), which loses
OH. This produces a fragment that is around m/z of 120, which ultimately loses CO and
results in a fragment of m/z of 92. The pathways for these fragments were unknown. The
identity of the fragment of m/z of 92 was also unknown. The study also proved that the
HT rearrangement of the ion was the initial step of the reaction.9 In 2000, another study
showed qualitative similarities in the dissociation of 2-NT to that of nitrobenzene.31 In 2006,
ten potential decomposition channels were determined. Of these, three primary pathways
would produce the following products: CH3C6H4 +NO2, C6H4C(H)ON(anthranil) +H2O,
and CH3C6H4O(o−methylphenoxy)+NO.
30 In 2010, another experiment took the similar-
ities from the nitrobenzene and the 2-NT and found that 2-NT, when excited, is promoted
to an upper singlet state. The absorption of this energy mimics that of nitrobenzaldehydes
which can allow 2-NT to relax from the upper excited state to populate a non-emissive in-
termediate like a triplet state or a photo-product.86 In nitrobenzene, intersystem crossing to
the triplet state is common. From this, the study determines that the potential of similar in-
tersystem crossing for 2-NT on a picosecond scale.86 In 2013, there was a computation and
experimental joint study done for which the decomposition pathway took into account the
populated singlet state only into the reaction mechanisms. This pathway concluded that the
unknown fragment with m/z of 92 was C6H6N
+.8
With all of the studies, no one pathway has been identical, as it relates to experimental
and computational results. Furthermore, there are still many questions regarding the reaction
pathways that is yet to be done. With this and taking into account the previous studies per-
formed, this study investigates the dissociation of 2-NT using experimental electron impact
studies in conjunction with mass spectroscopy and DFT methods.
3.2 Experimental Analysis
Figure 3.1(a) shows the mass spectra of 2-NT taken with 1300 nm, 18 fs, 2× 1014 W cm−2
pump pulses and 650 nm, 25 fs, 5 × 1012 W cm−2 probe pulses at pump-probe delays
τ = −500 fs (bottom) and τ = +4000 fs (middle), as well as their difference (top). At
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negative delay, the largest peaks in the mass spectrum are the parent 2-NT cation at m/z =
137 (highlighted in red) and the OH loss product C7H6NO
+ at m/z = 120 (magenta). Because
the probe is non-ionizing, the ion signal is exclusively due to the 1300 nm pump pulse. The
large yield of parent 2-NT+ as compared to previously reported mass spectra taken with fem-
tosecond lasers12,13,87 is consistent with the expected adiabatic ionization process at 1300 nm
excitation.82,83,88–92 At positive delay, a decrease in the m/z = 137 and m/z = 120 peaks ac-
companied by an increase in the peaks corresponding to the smaller ions at m/z = 92 (green),
m/z = 91 (blue), m/z = 77 (orange), and m/z = 65 (cyan) is observed. Based on previous






5 (77), and C5H
+
5 (65). The increase in these fragment ion yields at the
expense of the parent ion indicates that they are formed via excitation of the parent 2-NT+ by
the 650 nm probe pulse.17,82,83,90–92,94–99 Structures of the prominent fragments are in Figure
3.2.
Figure 3.1(b) shows the transient ion signals highlighted in panel (a) as a function of
pump-probe delay τ, with all signals normalized to the signal of the parent 2-NT+ at neg-
ative time-delay. The m/z = 120, 77, and 65 signals have been shifted on the ordinate axis
by -0.4, +0.4, and -0.2 units, respectively, for clarity. The inset in Figure 3.1(b) magnifies
the region from 50 − 1500 fs showing the oscillating ion signals that indicate coherent vi-
brational dynamics. At short delay times, the oscillations in the m/z = 137 and 120 ions
are roughly out-of-phase with the oscillations of the smaller fragment ions, consistent with
coherent excitation by the probe pulse.17,82,83,90–92,94–99 The same transient dynamics with
smaller-amplitude features were observed for lower pump and probe intensities.
3.3 Direct C−NO2 bond homolysis: Formation of C7H+7





suggest that coherent excitation of the parent molecular ion results in C−NO2 homolysis to
form C7H
+
7 , as was observed in 3-NT and 4-NT.
83 Computation of this dissociation pathway
revealed no transition state and formation of C7H
+
7 in the singlet and triplet states at 10.98 eV
and 11.69 eV, respectively (Figure 3.3). The singlet dissociation energy is in good agreement
with recent VUV photoionization experiments giving an appearance energy for C7H
+
7 at
11.01±0.03 eV and calculations at the CBS-QB3 level indicating dissociation at 11.17 eV.8
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Figure 3.1: (a) Mass spectra of 2-NT taken at τ= −500 fs and τ= 4000 fs,
along with their difference. (b) Transient ion signals as a function of pump
probe delay. The inset magnifies the region from 50− 1500 fs.
Figure 3.2: Structures of primary fragments from Mass spectra of 2-NT
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The 1.9 eV probe pulse (orange arrow, Figure 3.3) can easily exceed the dissociation barrier
to singlet C7H
+
7 formation but doesn’t exceed the barrier for triplet formation, suggesting
that the observed C7H
+
7 is formed exclusively in the singlet state. It should also be noted
that C7H
+
7 through the singlet state can undergo further rearrangement into the tropylium



























Figure 3.3: Mechanism of -NO2 loss from 2-NT+ showing the energy re-
quired to form C7H
+
7 in both singlet (S = 1) and triplet (S = 3) states. The
probe photon energy is shown to scale (orange arrow).
Figure 3.4: Relative energies of C7H
+
7 isomers.
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3.4 H-atom Attack and Aci-Rearrangement
The high yield of C7H6NO
+ in our mass spectra at negative time-delay (i.e., in the ab-
sence of the probe pulse) indicates that the parent 2NT+ can spontaneously undergo aci-
rearrangement via H-atom attack and lose OH on the∼µs flight time in the TOF-MS, consis-
tent with previous mass spectrometry studies8,9,12,13,36,87,93. According to our computations
of the aci-rearrangement reaction pathway (Figure 3.5), the reaction has an activation barrier
of 0.76 eV from the vertical IP of 9.45 eV. This energy is lower than the pump photon energy
(0.95 eV at 1300 nm), which suggests that absorption of an additional pump photon during
the ionization process can provide the necessary energy to initiate the H-atom attack. Once
TS1 is reached and the hydrogen transfers to the nitro oxygen (INT1 in Figure 3.5), a series
of rotations (TSr, Int1r, and TSr2 in Figure 3.5) result in the most stable aci-nitro tautomer






























Figure 3.5: Mechanism of aci-rearrangement in 2NT+ computed at the
ωB97XD/CBSB7 level.
This mechanism generally agrees with the recently reported pathway computed at the
CBS-QB3 level with the 6-311G basis8, with three notable exceptions. First, the 10.22 eV
energy of the transition state TS1 is 0.2 eV higher than the CBS-QB3 value. Second, the final
transition state TSr2 was not reported in the CBS-QB3 results, but rather the transition state
TSt, which was reported to be the highest-energy transition state in the pathway at 10.16 eV
(compared to 10.01 eV in our calculations). Third, the aci-nitro tautomer INT2 was reported
to be 0.38 eV higher at 9.00 eV. These discrepancies are likely due to the use of a composite
method to compute energies with DFT-optimized geometries in Ref.8, in contrast to the use
of a consistent DFT method to optimize both the geometries and energies in the present
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calculations. Furthermore, all transition states in our computations were verified with IRC
pathway calculations.
3.5 OH loss: Formation of C7H6NO+
We next consider pathways to OH loss and formation of C7H6NO
+ beginning from INT2
(Figure 3.6). The most favorable pathway leads to C7H6NO
+ in the singlet state, and involves
first cyclization (TS2 and INT3) followed by OH cleavage to produce C7H6NO
+ (P2, S =
1, Figure 3.6). Because the energy of P2 (9.63 eV, in good agreement with the 9.65 eV
reported with CBS-QB3 calculations8) is lower than the TS1 energy required to initiate aci-
rearrangement, this pathway requires no additional input energy and we can assume that any
spontaneously-formed aci-nitro tautomer will lose OH before reaching the ion detector in
our experiments. This result explains the high yield of C7H6NO
+ at negative time-delays in
our experiments, which we assign to the S = 1 P2 product.
In addition to the spontaneous P2 formation pathway, Figure 3.6 also indicates three
higher-energy pathways leading to different C7H6NO
+ structures that become accessible
upon absorption of one probe photon (orange arrows) from either the vertical IP (i.e., by
the parent molecular ion 2-NT+) or the aci-nitro tautomer with initial energy equal to that of
TS1. Direct OH loss from INT2 can form either singlet (S = 1) or triplet (S = 3) C7H6NO
+
as structure P1 with energies 11.07 eV and 10.90 eV, respectively. The S = 3 product can
then cyclize with an additional 1.32 eV energy through TS2b to produce the cyclic P2 in the
triplet state.
3.6 CO loss from C7H6NO+: Formation of C6H6N+
Finally, we turn to the CO loss pathway from C7H6NO
+ to form C6H6N
+. Previous theo-
retical studies examined CO loss from only the singlet C7H6NO
+ product (P2, Figure 3.6),
which indicated a large 2.61 eV dissociation barrier.8 We computed the CO loss pathways
beginning from the P2 structures in both the singlet and triplet states (Figures 3.7(a) and (b),
respectively).
In rough agreement with previous literature8, the singlet C7H6NO
+ requires 2.32 eV to
lose the CO moiety. These results indicate that the C7H6NO
+ formed via the lowest-energy
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Figure 3.6: Mechanism of dissociation from the aci-nitro tautomer to
C7H6NO
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(a) S = 1 pathway
(a) S = 3 pathway
Figure 3.7: Mechanism of CO loss from C7H6NO
+ products P2 formed in
(a) singlet and (b) triplet states.
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singlet pathway in Figure 3.6 does not have enough energy to lose CO, even when taking into
consideration the TS1 energy, as the energy barrier to reach TS3 is still 1.73 eV. In contrast,
the singlet P1 that becomes accessible following absorption of a probe photon (dashed line,
Figure 3.7(a)) only requires an extra 0.88 eV to induce a series of hydrogen atom migrations
and internal rotations that leads to CO loss and production of the C6H6N
+ product P3 (Figure
3.7(a)). From the triplet P2, an additional energy input of 0.84 eV initiates a more direct CO
loss pathway to form P3 in the triplet state (Figure 3.7(b)). We note that an additional higher-
energy triplet dissociation pathway analogous to the singlet pathway in Figure 3.7(a) was also
identified. Collectively, these computed dissociation pathways suggest that the C7H6NO
+
formed in either the singlet or triplet state upon absorption of a probe photon can lose CO
with little additional energy input.
3.7 Conclusions
Coherent vibrational dynamics in 2-NT radical cation were probed with strong-field adia-
batic ionization with near-infrared pulses and cation excitation with visible pulses. Observed
oscillations in ion yields with the pump-probe delay was attributed to the coherent excita-
tion of the C−NO2 torsional motion in the parent 2-NT cation. This vibrational coherence
was found to be preserved upon spontaneous H-atom attack to form the aci-nitro tautomer
based on the faster oscillations in the C7H6NO
+ ion formed by −OH loss from the aci-nitro
tautomer structure. A series of DFT calculations both supported the assertion of preserved
coherence in the aci-nitro tautomer and determined the H-atom attack mechanism involving
three aci-nitro tautomer structures. The subsequent −OH and −CO loss pathways from the
aci-nitro tautomer determined through DFT calculations found that these dissociation reac-
tions could produce both singlet and triplet C7H6NO
+ products. Collectively, these results
provide a detailed picture of the coherent and incoherent excitation pathways in 2-NT rad-
ical cation that lead to the formation of multiple dissociation products. Future high-level
calculations of ground- and excited-state potential energy surfaces in 2-NT cation and the
aci-nitro tautomer, along with additional time-resolved measurements with different probe
wavelengths, could provide further insight into the specific excited states accessed by the
coherent excitation pathways observed in this work. Building on the present results, such
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Ultrafast Dynamics of Nitro-Nitrite
Rearrangement and Dissociation in
Nitromethane Cation
4.1 Background and Motivation
The simplest organic-nitro compound, nitromethane (NM) is important in atmospheric pol-
lution chemistry100 and used as a fuel101,102, propellant103,104, and explosive103–105. As a
low-sensitivity nitro-energetic material, NM is also a common model system for studying
ignition and detonation of energetic materials45,46,102,106–108. Hence, dissociation pathways
in NM have been extensively studied experimentally21,109–114 and theoretically22,41,44,115–119
for decades.
The two dominant dissociation pathways in neutral NM are the direct cleavage of the
C–N bond44,113,114,117
CH3NO2 −−→ CH3 +NO2 (4.1)
and nitro-nitrite rearrangement (NNR) followed by NO loss21,22,44,113,114,116
CH3NO2 −−→ CH3ONO −−→ CH3O+NO. (4.2)
The term “roaming” describes a pathway to formation of products of a unimolecular
reaction that, in contrast with the tight saddle point transition state picture, is characterized
by a high-energy flat region of the potential energy surface in which the forces are relatively
weak and so the dynamics exhibit large amplitude motion, hence the term roaming. NNR
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is attributed to a roaming pathway, wherein CH3 and NO2 radicals separated by about 3–
4 Å sample orientations with barriers 1–2 kcal/mol lower in energy than required for C–N
bond cleavage116–119. The roaming CH3 and NO2 radicals can recombine to form the trans-
methyl nitrite116,117 or cis-methyl nitrite118 structures prior to NO loss. Ultrafast transient
absorption experiments on NM in aqueous solution identified timescales of 81±4 fs for C–N
cleavage to form NO2 and 480±17 fs for methyl nitrite formation, which supports that NNR
in electronically excited NM occurs through recombination of CH3 and NO2 radicals.
21
Understanding the reaction pathways of nitromethane ions is also of importance because
shock initiation of detonation in condensed-phase NM is mediated by generation of cations
and anions45,46,107,108. Dissociation of NM cations has been widely investigated for decades
using mass spectrometry,49–59,62,113 and some theoretical results have been reported59–62.
Experimental studies using electron impact ionization49,55,56 and photoionization with VUV
radiation50–53 or nanosecond UV lasers54,57 reported the major fragment ions, in order of
increasing appearance energy, to be: NO+, NO +2 , and CH
+
3 . Subsequent investigations using
femtosecond laser sources have reported the same fragments, but with enhanced yields of
intact parent molecular ion as compared to nanosecond lasers57,58,62,113.
The low appearance energy of NO+ of 11.5–12 eV, 0.4–0.7 eV above the 11.1–11.3
eV adiabatic ionization potential (IP) of NM,49–53,59 has been attributed to facile NNR to





+ −−→ NO+ +CH3O (4.3)
The methyl nitrite cation is reached from the NM cation by a low TS barrier of ∼0.35 eV
above the vertical IP and is more stable than the relaxed NM+ structure by ∼0.8 eV62. Con-
sistent with the low barrier to NNR in NM cation, the formation of NO+ has been attributed
to population of the second band in the photoelectron spectrum of NM+ that lies ∼0.7 eV
above the first band52,120.
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Since NO +2 and CH
+
3 have similar IPs, they would be expected to exhibit similar appearance
energies from NM+ fragmentation.50 However, the appearance energy for NO +2 is consis-
tently reported to be between 12.0 and 12.5 eV,49–51,53,59 whereas the reported appearance
energies for CH +3 vary widely from 12.4 eV
59 to 13.6 eV49,50. Moreover, CH +3 was found
in some studies to have 1.1 eV excess kinetic energy as compared to NO +2 .
49,56 This excess
energy was attributed to the CH +3 fragment being produced directly from an excited elec-
tronic state of the nitromethane cation, not after internal conversion to the ground electronic
state50. This excited electronic state had been assigned to third photoelectron band, ∼3 eV
above the first band51,120.
Recently, we reported dissociation pathways of NM+ and multiply charged NM cations
with strong-field femtosecond laser photoionization mass spectroscopy and density func-
tional theory computations,62 which confirmed the low energy barrier to NNR leading to
NO+ formation and the similar energies required for direct dissociation into CH +3 and NO
+
2 .
The present work identifies the potential energy surfaces and reaction timescales involved
in the NNR and direct dissociation pathways of NM+ using time-resolved pump-probe mea-
surements, electronic excited state computations, and ab initio molecular dynamics (AIMD)
simulations. We find that direct dissociation to produce NO +2 involves a weakly allowed
D0 → D2 transition at the relaxed cation geometry. When the C–N bond is stretched from
its equilibrium value of 1.48 Å to 1.88 Å, a stronger D0 → D1 transition results in direct
dissociation to CH +3 . The pump-probe measurements and AIMD simulations show that with
excess energy resulting from strong field ionization directly into the D2 state in NM+, the
NNR pathway requires ∼440 fs to form the methyl nitrite cation and an additional ∼40 fs to
dissociate into NO+.
4.2 Experimental Analysis
Figure 4.1 displays mass spectra of NM taken using probe delays of +110 fs (top) and−400 fs
(bottom) taken with pump and probe intensities of 6×1013 and 8×1012 W cm−2, respectively.
The spectra were normalized with respect to the parent ion signal at negative delay (−400 fs)
for comparison, with relative integrated ion signals indicated on the figure. In both spectra,
the ion signals decrease in yield in order of NM+, NO+, NO +2 , and CH
+
3 , consistent with
earlier femtosecond laser mass spectrometry studies.57,58,62,113 At positive delay, both the
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parent NM+ and NO+ signals decrease slightly, whereas NO +2 exhibits a similarly small
increase. In contrast, the most striking change is the doubling of the relative yield of the
CH +3 signal at +110 fs delay.






































Figure 4.1: Mass spectra of NM taken at pump-probe delays of −400 fs
(dark blue, bottom) and +110 fs (dark red, top).
The transient ion yields of NM+, NO+, NO +2 , and CH
+
3 taken over the delay range of
−500 fs to +10500 fs are shown in Figure 4.2, with the inset magnifying the dynamics over
the range of −150 to +750 fs. A slight depletion in the parent NM+ (red) and enhancement
of NO +2 (blue) yields are visible after +50 fs delay with no further dynamics, as seen in
the inset. The NM+ and NO +2 signals can therefore can be said to be anticorrelated, that
is, the enhanced NO +2 yield at positive delays comes from excitation of the parent NM
+.
Similarly, the NO+ (magenta) and CH +3 (green) signals are anticorrelated: the minimal NO
+
and maximal CH +3 signals are observed at a delay of 110 fs, after which the NO
+ signal
grows and the CH +3 signal decays, suggesting that competing reaction pathways lead to the
formation of these fragments.
To further support the contention that NO+ and CH +3 arise from competing pathways,
their transient ion signals at pump-probe delays τ≥ 110 fs, S(τ), were fit to the equation
S(τ) = ae−τ/T1 + be−τ/T2 + c (4.6)
where a, and b are amplitudes, T1 and T2 are time constants, and c is the signal yield as
τ → ∞. The experimental transient ion yields for NO+ and CH +3 along with their fit to
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genta), and CH +3 (green) as a function of pump-probe delay. Inset: magni-
fied dynamics near zero delay with indicated delays at +50 fs (cessation of
NM+ and NO +2 dynamics) and +110 fs (maximum CH
+
3 and minimum NO
+
yields).
eq (4.6) can be seen in Figure 4.3, with the corresponding fit coefficients in Table 4.1. The
fact that both T1 and T2 have similar values and their amplitudes have inverse signs in NO+
and CH +3 (Table 4.1) provides strong evidence that the pathways producing NO
+ and CH +3
fragments are in competition.
signal a T1 (fs) b T2 (fs)
NO+ −0.030± 0.006 490± 140 −0.034± 0.006 2800± 700
CH +3 0.049± 0.002 420± 30 0.023± 0.002 3500± 600
Table 4.1: Coefficients extracted from fitting transient ion signals in Figure
4.3 to eq (4.6).
4.3 Verification of Dissociation Pathways
To verify the dissociation pathways previously obtained with DFT62, the structures and ener-
gies obtained with CCSD(T) are shown in Figure 4.4. The NNR pathway is initiated through
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Figure 4.3: Transient ion yields of NO+ (magenta dots) and CH +3 (green
dots) fit to eq 4.6 (solid lines).
TS1 at 12.02 eV to produce trans-methylnitrite at 10.37 eV, which undergoes fragmentation
spontaneously through TS2 into OCH3 and NO
+ (Figure 4.4a). In all steps, the agreement
between CCSD(T) and DFT62 energies is within 0.01 eV. Moreover, the activation barrier of
0.54 eV to reach TS1 is in close agreement with the experimentally reported NNR barrier of
0.64 eV52. NM+ directly dissociates into CH +3 +NO2 and NO
+
2 +CH3, with no transition
state, requiring 12.58 eV and 12.29 eV respectively (Figure 4.4b). The energy difference be-
tween the formation of NO +2 and CH
+
3 is found to be higher using CCSD(T)/aug-cc-pVTZ:














































Figure 4.4: NM+ fragmentation pathways using CCSD(T)/aug-cc-pVTZ:
(a) NNR and NO+ formation; (b) Direct dissociation into NO +2 or CH
+
3 .
Chapter 4. Ultrafast Dynamics of Nitro-Nitrite Rearrangement and Dissociation in
Nitromethane Cation
41
4.4 Excited State Calculations
To identify the electronic excited states that contribute to NM+ dissociation, TDDFT and
EOM-CCSD calculations at selected geometries of NM were performed. The results of
EOM-CCSD excited state calculations of the cation at neutral geometry (S0), the parent NM+
(D0), and the trans-methylnitrite cation are shown in Figure 4.5. The low-lying D1 and D2
states at the S0 geometry are accessible within the energy of the pump pulse at 0.95 eV
(dark red arrow). In agreement with the experimental photoelectron spectra120, the density
of states calculations for NM+ shows a significant population of the first and second pho-
toelectron bands that encompass the first three electronic states. Hence, the ionizing pump
pulse likely populates mixture of the D0, D1, and D2 states. Upon relaxation of NM+ to the
D0 geometry, the weakly allowed D0 → D2 transition at 2.05 eV is nearly resonant with the
1.91 eV energy of the probe pulse (orange arrow, Figure 4.5). Because the transient signals
of the parent NM+ and the fragment NO +2 ions are anticorrelated (Figure 4.2), the direct
dissociation of NM+ into NO +2 and CH3 is assigned to the D0 → D2 transition at the D0
geometry. Moreover, the modest NO +2 enhancement of only ∼20% when saturated at high
probe intensities exceeding ∼7× 1012 W cm−2 is consistent with the weak coupling of the
D0 and D2 states seen in the oscillator strength of 0.0011 a.u. Once NM+ has undergone
NNR to form the trans-methylnitrite structure, the probe photon energy cannot populate any


























Figure 4.5: Excited states of the cation at neutral geometry, S0, the parent
NM+, D0, and the intermediate trans-methylnitrite with EOM-CCSD/aug-
cc-pVTZ.
The high yield of NO+ in the mass spectrum relative to other fragments at negative time
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delay (Figure 3.1) indicates the parent NM+ can spontaneously undergo NNR and dissociate
to form NO+ according to the pathway in Figure 4.4a without further excitation by the probe
pulse. Because the pump pulse populates a mixture of the D0, D1, and D2 states and the
TS1 barrier computed by EOM-CCSD lies only 0.04 eV above the D2 state at the neutral
geometry, we conclude that the NNR pathway is initiated by initial population of D2. As
indicated by the dark red arrow in Figure 4.5, absorption of an extra 1300 nm photon during
strong-field ionization can populate D2. This conclusion is consistent with the pump-probe
data (Figure 4.2) showing completely different dynamics for the NO+ ion (i.e., the product of
NNR) and the parent NM+ ion (which doesn’t undergo NNR). Upon ionization into D2, the
NM+ ion is expected to relax to the D0 state in less than 50 fs on the basis of measured sub-50
fs lifetimes of neutral NM excited states.121 This relaxation from D2 to D0 combined with the
excess energy from absorption of an extra pump photon would provide the requisite energy
to overcome the NNR activation barrier, resulting in NO+ observed in the mass spectrum.
Whereas fragmentation to form NO+ and NO +2 can be assigned to population of the D2
state in NM+ at the S0 and D0 geometries, respectively, the origin of the substantial enhance-
ment of CH +3 yield ∼110 fs after ionization and its anticorrelation with NO
+ (Figure 4.3)
requires additional investigation. Due to the competition between NO+ and CH +3 formation,
the probe-induced excitation to produce CH +3 must occur along the pathway to NNR, but
before the TS1 geometry is reached. Since TS1 has a substantially elongated C–N bond
of 2.28 Å, a scan of the C–N bond length from the optimal value of 1.48 Å to 2.03 Å and
computation of the excited states at each geometry were performed.
Figure 4.6a shows the energies of the D0 through D3 states and oscillator strengths cou-
pling D0 to the excited states (Figure 4.6b) as a function of C–N bond length, calculated at
the TDDFT level (connected dots) in increments of 0.05 Å and at the EOM-CCSD level (plus
signs) for C–N distances of 1.48 Å, 1.63 Å, and 1.88 Å. The energy gaps between D0 and
D1/D2 computed with TDDFT and EOM-CCSD exhibit good agreement to within 0.2 eV at
each geometry. The probe pulse (orange arrow) can access D2 at C–N distances below 1.7
Å, with weak coupling of ∼0.001 a.u. At bond distances longer than 1.7 Å, the probe can
access D1 with substantially stronger coupling, reaching ∼0.007 a.u. when the probe energy
is nearly resonant with the D0 → D1 transition at 1.88 Å. The transition of coupling from
D2 to D1 at C–N distances exceeding 1.7 Å can be explained by the previous observation
of a bifurcation point at this bond length where the charge of the NO2 and CH3 fragments
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are both equal to +0.5e.62 The apparent switching of the D1 and D2 states at C–N distances
exceeding 1.7 Å is further confirmed by the molecular orbital shapes for the D1 and D2 states
at 1.48 Å, 1.63 Å, and 1.88 Ågeometries shown in Figure 4.6c. Whereas orbital shapes for
D1 and D2 are consisted with the cation at 1.63 Å, the D1 molecular orbital at 1.88 Å matches
the shape of the D2 orbital at 1.48 Å. Due to the much stronger coupling to D1 at 1.88 Å than
to D2 at the D0 geometry, we conclude that the fragmentation of CH +3 is a result of excitation
to D1 at a geometry with bond distance of approximately 1.88 Å.
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Figure 4.6: Energies of D0 (red), D1 (green), D2 (blue), and D3 (purple)
states as a function of C–N bond length computed with TDDFT (dots) using
and EOM-CCSD (plus signs)(a) and associated oscillator strengths (b). The
molecular orbitals of the D1 and D2 states at selected geometries (c). TDDFT
calculations computed with ωB97X-D/aug-cc-pVTZ and EOM-CCSD cal-
culations computed with aug-cc-pVTZ.
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4.5 Molecular Dynamics Simulations
To determine the timescale required for the NNR pathway and subsequent fragmentation into
NO+, AIMD simulations were conducted. Previous literature clearly defines the methodolo-
gies that govern AIMD as compared to classical molecular dynamics simulations.122 The
MD trajectories were initiated both with the energy of TS1 and with excess energy of 0.04–
0.13 eV to model the initial absorption of an extra pump photon and population of D2 during
ionization. Averaging of 10 trajectories with different excess energy reveals a threshold at
0.12 eV, for which the NNR and NO loss occur in less than 500 fs (Table 4.2). Comparing
these results with the T1 timescale of 420–490 fs extracted from the pump-probe dynamics
(Figure 4.3 and Table 4.1), 0.12 eV excess energy appears to be within relative agreement
with the experimental results. To confirm this assertion, 100 trajectories with and without
0.12 eV were performed.
Excess E (eV) NNR (fs) NO loss (fs)
0 558± 156 590± 153
0.04 772± 288 732± 205
0.09 609± 189 712± 179
0.11 646± 284 688± 298
0.12 374± 121 445± 148
0.13 345± 132 354± 120
Table 4.2: AIMD simulation time for NNR and NO loss averaged over 10
trajectories.
The resulting average timescales of the NNR over 100 trajectories with and without 0.12
eV excess energy are 435±209 fs and 653±214 fs respectively (Table 4.3). The agreement
between the MD simulations with 0.12 eV excess energy and experimental dynamics further
supports the assertion that NNR in NM+ is initiated by absorption of an extra pump photon
and ionization into the D2 state. The large time uncertainties are due to the variability of the
trajectories within the AIMD simulations: with 0.12 eV excess energy, the fastest trajectory
required only 37 fs for NNR and NO+ loss, whereas the slowest trajectory took 1196 fs. A
similarly large timescale range of 109–1168 fs was observed with no excess energy. This
broad range of reaction times is consistent with the presence of a roaming transition state.119
Further evidence for roaming comes from the broad range of C–N bond distances sampled
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along the trajectories prior to NO loss. Over the 100 sampled trajectories and limiting bond
distance sampling to times at least 60 fs prior to NO loss, the average maximum bond dis-
tances sampled within the roaming regions were 2.64±0.39Å and 2.70±0.49Å, for 0 and 0.12
eV excess energy, respectively (Table 4.3). The associated ranges of maximum bond lengths
are 2.11–3.74Å and 1.54–4.12Å. Ultimately, 78% and 73% of runs with and without excess
energy confirmed the loss of NO+ after the NNR.
Excess E (eV) NNR (fs) NO loss (fs) Max. C–N length (Å)
0 653± 214 672± 198 2.64± 0.39
0.12 435± 209 470± 183 2.70± 0.49
Table 4.3: AIMD simulation time for NNR and NO loss, along with max-
imum sampled C–N bond length for simulations with and without 0.12 eV
added energy averaged over 100 trajectories.
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Figure 4.7: Comparison of AIMD simulations trajectories as measured by
the dissociation of the C-N bond without added energy (red) and with 0.12
eV of added energy (blue) using using ωb97X-D/6-31G(d).
The progress of NNR and dissociation along the C–N bond length coordinate are shown
in Figure 4.7a for representative trajectories with 0.12 eV excess energy (blue) and no excess
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energy (red). These trajectories are arbitrary composites of a selected forward and reverse
trajectory beginning from the TS1 structure. For both trajectories, the C–N bond length
rapidly increases from the cation optimum of ∼1.5 Å to ∼2 Å within 100 fs, consistent with
both the observation of maximum CH +3 yield at ∼110 fs (Figure 4.3) and strong coupling
between D0 and D1 at the elongated C–N distance of 1.88 Å (Figure 4.6). The oscillations
within the C–N bond lengths between 300 and 500 fs seen in Figure 4.7a are consistent with a
roaming TS119. The progress of these trajectories with respect to the C–N bond distance and
the H–C–N bond angle are shown in Figure 4.6b and c for 0 eV and 0.12 eV excess energy.
Both trajectories sample a wide range of H–C–N angles while the C–N bond length oscillates
between 2–3 Å, before NO+ loss bond lengths of 3.48 and 4.01Å, respectively. Similar to the
roaming transition state identified in neutral NM119, these regions of almost free rotation are
indicative of TS1 being a roaming transition state.
4.6 Conclusions
This work explored the dynamics of nitro-nitrite rearrangement and dissociation in nitromethane
radical cation through a combination of pump-probe measurements, ground and excited state
electronic structure calculations, and ab initio molecular dynamics simulations. To the best
of our knowledge, this is the fist time a roaming mechanism has been reported for isomeriza-
tion and dissociation in a radical cation. Intact NM+ ion is observed upon ionization into the
D0 state by the strong-field pump pulse, whereas NO+ is observed after ionization into the
D2 state, followed by NNR and dissociation of the CH3ONO
+ intermediate. The absorption
of an extra pump photon that populates D2 provides the excess energy needed to overcome
the energetic barrier to NNR. The AIMD results in this work indicate that NNR and the sub-
sequent dissociation to CH3O and NO
+ proceeds through a roaming transition state and is
completed in less than 500 fs, which matches the timescales found from numerous studies
on neutral nitromethane. Direct dissociation of NM+ can be induced by optical excitation at
650 nm, with the charged fragment determined by the initial NM+ geometry. Formation of
CH +3 is attributed to a D0→ D1 excitation at a geometry with elongated C–N bond length of
∼1.88 Å that is reached along the trajectory to NNR, whereas direct dissociation to NO +2 is
attributed to a weakly allowed D0 → D2 transition at the relaxed NM+ geometry. These re-
sults indicate that control over the charge state of the fragments produced upon radical cation
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dissociation can be achieved by optical excitation at different locations on the D0 potential
energy surface, thereby opening up a means of selective control over molecular dissociation.
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Chapter 5
Organic Phosphates: DMMP, DIMP,
DEMP
The following study is from our previously published article, Probing Coherent Vibrations
of Organic Phosphonate Radical Cations with Femtosecond Time-Resolved Mass Spectrom-
etry.2
5.1 Motivation and Background
Organic phosphates and phosphonates comprise important cellular components including the
DNA backbone, lipid membranes, and post-translationally modified proteins. The phos-
phate group in DNA is a primary target of radiation-induced damage, where one-electron
oxidation of the phosphate results in formation of sugar radicals that induce lesions such as
single- and double-strand breaks63. Due to the importance of understanding the dynamics
and chemical mechanisms leading to DNA damage upon one-electron oxidation of the sugar-
phosphate backbone, many experimental techniques have been applied for this purpose. For
instance, experiments conducted at cryogenic temperatures have identified the structures
of sugar radicals formed by one-electron phosphate oxidation in γ-irradiated DNA123. Pi-
cosecond time-resolved electronic spectroscopy of nucleotides irradiated with 5 ps electron
pulses has determined lifetimes of phosphate radicals and timescales of backbone-to-base
hole transfer124,125. Mass spectrometry is also widely used to characterize the products of
radiation-induced DNA damage including modified sugars and bases126. While these studies
provide significant insight into how one-electron oxidation of the sugar-phosphate backbone
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leads to DNA damage, little is known about how vibrational excitations in oxidized phos-
phates may influence reaction mechanisms leading to DNA damage.
Femtosecond time-resolved mass spectrometry (FTRMS) is uniquely suited to resolve
vibrational excitations in molecular radical cations such as one-electron oxidized organic
phosphates. FTRMS of radical cations is a pump-probe technique that involves (1) ioniza-
tion of the target molecule with an intense fs laser “pump” pulse to produce the molecular
cation, followed by (2) excitation of the cation with a weaker “probe” pulse that induces
dissociation. The resulting fragment ions are then detected in a time-of-flight mass spec-
trometer. The exceptionally short duration and broad bandwidth of the ionizing pump pulse
results in the simultaneous population of multiple excited vibrational states with accessible
Franck-Condon factors in the cation, which creates a coherent superposition, or vibrational
“wave packet”127. Tracking the subsequent ultrafast dynamics of the wave packet with probe
excitation has revealed how coherent vibrational excitation leads to bond dissociation in a
number of polyatomic radical cations17,82,83,90–92,94,95,98,99,128–130. While FTRMS measure-
ments are inherently in the gas phase, the fundamental insights into molecular dissociation
dynamics of molecules independent of solvent effects provide a baseline for comparison to
solution-phase studies, as noted in recent reviews of DNA electronic excited-state dynamics
measurements with FTRMS19,131.
While these studies provide significant insight into how one-electron oxidation of the
sugar-phosphate backbone leads to DNA damage, little is known about how vibrational exci-
tations in oxidized phosphates and phosphonates may influence reaction mechanisms leading
to DNA damage.
Recently, due to its simplicity to study experimentally, we reported on coherent vibra-
tional dynamics in the radical cation of dimethyl methylphosphonate (DMMP), a model
of the DNA sugar-phosphate backbone82. In this work, we compare the vibrational dy-
namics in DMMP to the related molecules diethyl methylphosphonate (DEMP) and diiso-
propyl methylphosphonate (DIMP) (Scheme 5.1). The methylphosphonates under investi-
gation model not only the DNA sugar-phosphate backbone, but also an important class of
phosphonate natural products that have antibacterial and other interesting properties132. Al-
though the present study considers neutral molecules instead of the anions present under
biological conditions, formation of radical cations in our experiments can be considered in
analogy to the formation of neutral radicals via one-electron oxidation in biological systems.
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The similarities and differences in the coherent vibrational dynamics across this molecu-
lar series reveal important information about how small changes in molecular structure can
influence the ionization-induced vibrational dynamics and subsequent bond-dissociation re-
actions. These results not only provide insight into the potential contributions of vibrational
excitation to ionization-induced reactions of biologically relevant organophosphorus com-
pounds, but also raise the possibility of distinguishing between similar molecules with mass
spectrometry through the unique vibrational signatures reflected in their fragment ions. Sim-
ilarly, we also compare the hydrogen transfer rearrangements within DMMP to that of the
rearrangement and fragmentation pathways of trimethylphosphate (TMP).
Scheme 5.1: Structures of molecules investigated in this work.
5.2 Experimental Analysis
DMMP
Figure 5.1(a) shows the transient ion signals of DMMP that exhibit oscillations: parent
molecular ion DMMP·+ (m/z = 124, red), PO3(CH3)
+
3 (m/z = 109, orange), PO2C2H
+
7 (m/z
= 94, gold), PO2(CH3)
+
2 (m/z = 93, green), and PO2CH
+
4 (m/z = 79, blue). All ion signals
are normalized to the parent ion yield at negative delay and shifted on the ordinate axis to
unity at negative delay to illustrate the relative change in each signal upon interaction with
the probe pulse. At positive delays, the depletion of the DMMP·+ and PO2C2H
+
7 signals




2 , and PO2CH
+
4 signals indicates that the
probe pulse induces formation of the latter enhanced species via excitation of the depleted
DMMP·+ 17,82,83,90–92,94,95,98,99,128–130. The dark solid lines denote fits to a multiexponene-
tial decay function. The residual ion signals upon subtraction of the multiexponential decay
function are shown in Figure 5.1(b). The first maximum and minimum of the parent signal
are indicated by the dashed and dotted lines, respectively. All fragment ion signals oscil-
late approximately antiphase with the parent signal; they exhibit a maximum at the dotted
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line and a minimum at the dashed line. The antiphase oscillations indicate that these disso-
ciation products are formed upon probe pulse excitation when the vibrational wave packet
passes through a geometry with strong dipole coupling to one or more excited states that are
accessible by the probe photon energy17,82,83,90–92,94,95,98,99,128–130. The oscillation period
therefore determines the vibrational frequency of the coherently excited normal mode, which
can be obtained by Fast Fourier Transform (FFT) of the time-dependent residual ion signals.
FFT was performed over the sampling window of 35− 2500 fs with 5 fs resolution, yield-
ing a frequency resolution of 14 cm−1. The FFT frequency spectra (Figure 5.1(c)) exhibit
a strong peak at 732 ± 28 cm−1 (error estimated by the peak full width at half maximum).
This peak is slightly down-shifted from the 750 cm−1 frequency reported in Ref.82, although
the observed frequencies agree to within the estimated error. The DMMP·+ spectrum also
contains a distinct shoulder in the range of 610− 650 cm−1 that was not visible in the pre-
vious investigation, likely because the slow exponential dynamics were not subtracted off
prior to implementing the FFT or because the longer sampling window in the present work
results in better frequency resolution. The lower intensity of the shoulder peak suggests that
its associated mode has a lower probability of being excited than the mode associated with
the main peak.
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Figure 5.1: (a) Transient signals of DMMP·+ (m/z = 124, red), PO3(CH3)
+
3
(m/z = 109, orange), PO2C2H
+
7 (m/z = 94, gold), PO2(CH3)
+
2 (m/z = 93,
green), and PO2CH
+
4 (m/z = 79, blue). The dark solid lines denote fits to a
multiexponential decay function. (b) Residual ion signals after exponential
dynamics are subtracted. Dotted horizontal lines denote zero residual for
each signal. Solid and dashed vertical linesdenote the first minimum and
maximum of the parent ion yield, respectively. (c) FFT of residual ion signals
in (b).
The dissociation products analyzed in Figure 5.1 have been observed in numerous mass
spectrometry studies of DMMP81,133–140. Their assigned structures based on these studies
and our recently reported theoretical calculations81 are given in Scheme 5.2. While the m/z
= 109 and 93 structures result from direct cleavage of a methyl and methoxy group, respec-
tively, the m/z = 94 and 79 structures involve hydrogen atom migration to the phosphate oxy-
gen atom. This hydrogen migration has been likened to keto-enol isomerization135 (Scheme
5.3) and has a transition state barrier of 0.42 eV from the relaxed ion geometry, with only
an additional 0.03 eV required to lose CH2O and form PO2C2H
+
7 according to our recent
calculations81. The present FTRMS results indicate that this dissociation pathway can be

















m/z = 124 m/z = 79m/z = 109 m/z = 93m/z = 94
Scheme 5.2: Fragment ions of DMMP·+.














Scheme 5.3: H-atom shift in DMMP·+ to form the enol isomer.
DEMP
Figure 5.2(a) shows the transient ion signals of DEMP: DEMP·+ (m/z = 152, magenta),
PO3H3H
+
10 (m/z = 125, orange), PO3CH
+
6 (m/z = 97, green), and PO2CH
+
4 (m/z = 79,
blue). The signals are normalized to yields at negative time delay as in Figure 5.1(a). The
fit coefficients to a multiexponential decay function are thesolid lines in Figure 5.2(a). The
residual ion signals are plotted in Figure 5.2(b). Unlike in DMMP, the DEMP ion signals
exhibit at most one or two visible oscillations, primarily before 100 fs delay, although the
parent signal exhibits a revival at 210 fs delay. Also of note is that the first minimum (dot-
ted line) and maximum (dashed line) of the parent ion signal do not correspond to maxima
or minima of the dissociation products, although the PO3CH
+
6 yield exhibits a minimum
at the delay indicated by the dashed line. We hypothesize that this lack of a well-defined
phase relationship between the parent and fragment ion oscillations causes extremely rapid
disappearance of the oscillations. This situation could arise if the maximum probability of
producing each fragment ion occurs at a different position of the vibrational wave packet.
The resulting destructive interference between different excitation pathways would preclude
clear observation of the wave packet motion in the ion signals. In any case, the lack of well-
resolved oscillations precludes effective FFT analysis of the oscillatory dynamics, with no
signal clearly visible above the noise (Figure 5.2(c)), although the broad width of the feature
around 580 cm−1 suggests a possible weak signal.
Chapter 5. Organic Phosphates: DMMP, DIMP, DEMP 54






















































Figure 5.2: (a) Transient signals of ions from DEMP: DEMP·+ (m/z = 152,
magenta), PO3H3H
+
10 (m/z = 125, orange), PO3CH
+
6 (m/z = 97, green), and
PO2CH
+
4 (m/z = 79, blue). The dark solid lines denote fits to a multiexpo-
nential decay function. (b) Residual ion signals after exponential dynamics
are subtracted. (c) FFT of residual DEMP·+ signal in (b).
The structures of DEMP·+ and fragment ions taken from literature reports138,139 are
shown in Scheme 5.4. These fragments have been reported to form along a sequential disso-
ciation pathway beginning from the parent ion: m/z = 152→ 125→ 97→ 79139. The first
two steps involve McLafferty rearrangements64, as shown in Scheme 5.5. Two hydrogen
atoms migrate in the first step, resulting in simultaneous loss of C2H3 (27 amu) to form the
PO3C3H
+
10 ion. A single hydrogen atom migration in the second step results in subsequent




138,139. This complex sequence of dissociative rearrangement reactions in DEMP·+
may be expected to destroy any initially prepared vibrational coherence if the hydrogen mi-
grations are sufficiently fast, which would explain the lack of well-defined oscillations in the
ion yields shown in Figure 5.2. However, our results on DIMP do not support this assertion,
as discussed below. Therefore, we attribute the lack of long-lived coherence to the phase
offsets of each product ion visible in Figure 5.2(b), which will require further investigation
of the relevant excited states to explain.
















m/z = 152 m/z = 79m/z = 125 m/z = 97
































m/z = 180 m/z = 139 m/z = 97
Scheme 5.5: McLafferty rearrangement mechanism in DEMP.
DIMP
Figure 5.3(a) shows transient ion signals of DIMP: DIMP·+ (m/z = 180, violet), PO3C4H
+
12
(m/z = 139, orange), PO3C3H
+
8 (m/z = 123, gold), PO3CH
+
6 (m/z = 97, green), and PO2CH
+
4
(m/z = 79, blue). Signals are normalized as in Figures 5.1(a) and 5.2(a), with the exception
that the DIMP·+ signal is magnified by a factor of 10 due to its small yield in the mass spec-
trum (c.f., Figure 3.1). The residual ion signals in Figure 5.3(b) show more well-resolved os-
cillations than DEMP, with the oscillations in PO3C4H
+
12 resolved at delays longer than 500
fs. The dotted and dashed lines indicating a minimum and maximum of the DIMP·+ yield, re-
spectively, show that this PO3C4H
+
12 fragment exhibits perfectly in-phase oscillations with
the parent ion. In-phase oscillations of parent and fragment ions in polyatomic molecules
have not previously been observed in FTRMS experiments17,82,83,90–92,94,95,98,99,128,129 and
suggest that dissociation of DIMP·+ to form PO3C4H
+
12 occurs spontaneously without probe
excitation. The oscillations of the smaller dissociation product PO3C3H
+
8 are approximately
antiphase with DIMP·+ and PO3C4H
+
12 , suggesting it can be formed upon probe excitation





phase-shifted from the larger transients but approximately antiphase with each other. These
complex phase relationships may point to the presence of two different wave packets, as
suggested in FTRMS experiments on acetophenone91, although further investigation will be
needed to test this hypothesis. FFT of the ion signals over the 30− 2500 fs window yields a
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prominent peak at approximately 554±28 cm−1 and a weaker peak in the range of 670−720
cm−1.


























































Figure 5.3: (a) Transient signals of ions from DIMP: DIMP·+ (m/z =
180, violet, magnified by a factor of 10), PO3C4H
+
12 (m/z = 139, orange),
PO3C3H
+
8 (m/z = 123, gold), PO3CH
+
6 (m/z = 97, green), and PO2CH
+
4
(m/z = 79, blue). The dark solid lines denote fits to a multiexponential decay
function. (b) Residual ion signals after exponential dynamics subtracted. (c)




8 , and PO3CH
+
6 ion signals in (b).
The structures of DIMP fragment ions are shown in Scheme 5.6. Previous mass spec-
tral studies of DIMP indicate that it undergoes a sequential dissociation pathway analogous
to DEMP: m/z = 180 → 139 → 97 → 79 via two McLafferty rearrangements (Scheme
5.5)138,139. The m/z = 123 product is formed through the sequence m/z = 180 → 165 →
123, which involves the direct cleavage of the methyl group followed by C3H6 loss via a
McLafferty rearrangement139. While these dissociative rearrangement reactions resemble
those in DEMP, the preservation of ion yield oscillations over∼500 fs in DIMP suggests that
these reactions either do not destroy the initial vibrational coherence or occur on a slower



















m/z = 180 m/z = 79m/z = 139 m/z = 97m/z = 123
Scheme 5.6: Fragment ions of DIMP·+.
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5.3 Assignment of Coherently Excited Vibrational Modes
Coherent vibrational excitation in radical cations arises due to the mismatch between the
molecular geometries of the neutral and radical cation. For instance, many substituted ben-
zenes exhibit planar or near-planar geometry as neutrals but non-planar geometry as radical
cations, which induces coherent excitation of the torsional vibration of the substituent with
respect to the benzene ring17,83,90–92,98,99,130. Our recent results on DMMP indicated that
the lengthening of the P−O bond and changing angles of the methoxy substituents induces
excitation of the O−P−O bending mode that includes P−O and P−C stretching82. To predict
whether similar geometrical changes occur in DEMP and DIMP, the neutral and cation ge-
ometries were computed at the B3LYP/6-311+G* level. The computed geometries of DMMP
agree with previous results81,82,141 and serve to benchmark the method for DEMP and DIMP.
Figure 5.4 depicts the neutral and cation geometries of DMMP, DEMP, and DIMP with the
P=O, P−O, P−C, and C−O bond lengths and O−P−O angle labeled. The associated verti-
cal ionization potentials (IPvert) and cation relaxation energies (Erelax) for each molecule are
listed in Table 5.1. We note that the location of the unpaired electron in the relaxed cations
remained on the oxygen atom initially double-bonded to the phosphorus atom; the known
radical migrations in these molecules are associated with hydrogen atom transfers shown in
Figures 5.3 and 5.564,81,134–140.
1.48 Å 1.58 Å
105˚
1.48 Å 1.57 Å




























1.48 Å 1.50 Å
1.81 Å 1.78 Å
Figure 5.4: Neutral and cation geometries of DMMP, DEMP, and DIMP
with selected bond lengths and angles labeled.
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molecule neutral E (Hartree) relaxed cation E (Hartree) IPvert(eV) Erelax(eV)
DMMP -686.8138 -686.4663 10.31 0.66
DEMP -765.4112 -765.0739 9.82 0.64
DIMP -844.0129 -843.6786 9.55 0.58
Table 5.1: Computed ionization and relaxation energies.
Ionization induces a number of analogous geometrical changes across the methylphos-
phonate series as observed in Figure 5.4. First, the P=O bond lengthens by 6.8% and the
P−C bond shortens by 1.7% in each molecule. Second, the O−P−O angle increases from
102 − 106◦ in the neutrals to 117◦ in the cations. Third, P−O single bonds shorten by
1.9−4.3% in each molecule, but DMMP·+ exhibits identical P−O bond lengths, while one of
the P−O bonds becomes slightly shorter than the other in both DEMP·+ and DIMP·+. Finally,
both C−O bonds lengthen by approximately 3% in each cation. These geometric changes are
expected to induce coherent excitation along one or more associated vibrational modes in
each molecule.
To identify potential coherently excited vibrations, the normal modes for both the neutral
and cation geometries of DMMP, DEMP, and DIMP were computed and compared to experi-
mental IR and Raman measurements4–6,142. The rough agreement of the computed spectra of
the DMMP, DEMP, and DIMP neutrals with experimental measurements is similar to recent
computational studies of the IR spectra of these molecules141,143. Based on these computed
normal modes, the ionization-induced geometrical changes, and experimentally observed os-
cillation frequencies, we focus on a cluster of three normal modes labeled A, B, and C with
computed frequencies for the neutrals and cations given in Table 5.2 and illustrations of the
motions given in Figure 5.5. Modes A and B have been defined as symmetric and asymmetric
O−P−O bending modes, and mode C as the P−C stretch144, although additional motions are
clear from Figure 5.5.
Chapter 5. Organic Phosphates: DMMP, DIMP, DEMP 59
mode DMMP DEMP DIMP
neutral cation neutral cation neutral cation
A 672 (712a) 659 689 (715b) 656 690 (719c) 651
B 759 (786a) 761 765 (771b) 711 742 (748c) 665
C 794 (818a) 767 788 (806b) 756 778 (791c) 750
Table 5.2: Computed vibrational energies of DMMP, DEMP, and DIMP in
cm−1. Experimental values given in parentheses. a: Ref.4; b: Ref.5; c:
Ref.6.
The 732± 15 cm−1 coherent oscillations in DMMP·+ were previously assigned to mode
C82. This mode was computed at 752 cm−1 using an anharmonic correction82, and our
current computations with no anharmonic correction predict this mode at 767 cm−1, in
agreement with the previous uncorrected results in Ref.82. The additional shoulder peak at
610−650 cm−1 visible in Figure 5.1(c) can be attributed to mode A, the symmetric O−P−O
bend. While modes B and C have almost identical frequencies, excitation of mode C is more
likely because it involves symmetric motions of the two methoxy substituents, which have
nearly identical geometric parameters in the DMMP·+ (Figure 5.4). As a result, it is unlikely
that the asymmetrical motions of mode B would be excited by ionization.





761 cm-1 767 cm-1
656 cm-1 711 cm-1 756 cm-1
651 cm-1 665 cm-1 750 cm-1
A B C
Figure 5.5: Potential coherently excited vibrational modes in DMMP,
DEMP, and DIMP.
In DEMP, the lack of sufficient resolution of oscillations precludes the assignment of any
coherently excited normal modes, although the potential weak feature around 580 cm−1 in
Figure 5.2(c) could arise from excitation of mode A. In DIMP, the strong feature at 554±15
cm−1 observed in Figure 5.3(c) is most likely due to mode A even though the calculated
frequency exceeds the experimental frequency by around 100 cm−1 because the geometrical
changes in P−O and C−O bond lengths in Figure 5.4 are consistent with the motions of mode
A in Figure 5.5. The weak peak in the range of 670−720 cm−1 is most likely attributable to
mode C; a similar overestimation of this frequency in the calculations is observed. As with
DMMP, excitation of mode B in DIMP·+ is unlikely due to its asymmetric motion and the
symmetric geometrical changes upon ionization.
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5.4 Hydrogen Transfer in DMMP and TMP
To further study the hydrogen migration and keto-enol isomerizations within DMMP·+, the
dissociation pathway of the fragmentation into the m/z= 94 structure was investigated. Based
on our previous studies81, due to the size and electronic structure within DMMP·+, there
are many conformers for the radical cation structure; however, the lowest energy conformer
is that of a symmetric geometry, as depicted in Figure 5.4. Using B3LYP/6-311++G* level
of theory to optimize the structures, the HT of DMMP·+ has an energetic barrier of 0.63
eV above the relaxed cation, as seen in Figure 5.6. This is in agreement with previous lit-
erature, for which the energetic barrier was found to be 0.42 eV.81 It should be noted that
the hydrogen-transfer intermediate reported is the lowest energy conformer, but at least nine
other conformers were described to possibly participate in the keto-enol isomerization. These
isomers were all within 1 eV difference in energy of the lowest energy conformer. The tran-
sition state associated with the formaldehyde loss is 0.41 eV lower than the transition state
associated with the hydrogen migration, for this reason, the production of m/z=94 is a spon-
taneous product of the keto-enol isomerization.
Figure 5.6: Energy profile for the keto-to-enol isomerization of DMMP·+
and its dissociation into PO2C2H
+
7 and CH2O. Structures and energies are
calculated at the B3LYP/6-311++G* level.
To compare the use of phosophonates as a model of the phosphate backbone of DNA,
the keto-enol isomerizaton within DMMP·+ is compared to that within TMP·+. In TMP·+,
as computed at B3LYP/6-311+G* level of theory seen in Figure 5.7, the predicted keto-enol
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isomeization undergoes a similar pathway to that of DMMP·+. The hydrogen migration has
an energetic barrier of 0.55 eV from the relaxed cation. This is 0.18 eV lower than that
calculated for DMMP·+. Similarly, the transition state for the formaldehyde loss is 0.21 eV
lower than that for the hydrogen migration, making the formaldehyde loss within TMP·+ also
spontaneous. These calculations may serve as a strong baseline for future studies to further
compare these models.
Figure 5.7: Energy profile for the keto-to-enol isomerization of TMP·+ and
its subsequent fragmentation of formaldehyde. Structures and energies are
calculated at the B3LYP/6-311++G* level.
5.5 Conclusion
Femtosecond time-resolved mass spectrometry was used to record fragmentations of radical
cations of the methylphosphonate series of molecules DMMP, DEMP, and DIMP. FFT anal-
ysis of the oscillatory ion signals yielded a strong 732± 15 cm−1 peak and weak 610− 650
cm−1 feature in DMMP and strong and weak peaks at 554± 15 cm−1 and 670− 720 cm−1,
respectively, in DIMP. DEMP exhibited less well-defined oscillations in ion yields and no
definitive frequency retrievable with FFT, although a weak feature around 580 cm−1 barely
visible above the noise was observed. DFT calculations of the cation vibrational modes in the
cations enabled assignment of the low- and high-frequency features in DMMP and DIMP to
the symmetric O−P−O bend and P−C stretch modes, respectively, and possible assignment
of the weak DEMP oscillations to the O−P−O bend. These results demonstrate the abil-
ity of FTRMS measurements to directly extract information about vibrational excitations in
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polyatomic cations that are models for biologically relevant organophosphorus compounds
using only mass spectrometric detection and can inform future development of the FTRMS
technique for bioanalytical applications.
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Chapter 6
Conclusions and Future Work
This thesis focused on the computational study of radical cation rearrangements. Using a
strategic scheme of methods which confirm experimental analysis by building reaction mech-
anisms using DFT and CCSD(T) calculations, this thesis investigated the rearrangement and
fragmentation pathways of organic energetic and phosphonate molecules. In the first study
of 2-NT, the direct C−NO2 bond-cleavage reaction is confirmed as an initiation for TNT
detonation. Similarly, the H-attack and subsequent aci-rearrangement mechanism have an
energetic barrier of 0.76 eV above ionization. Once formed, the aci-nitro tautomer sponta-
neously loses −OH to form C7H6NO




7 , and C6H6N
+ are calculated. From this knowledge,
further study into the timescales of the hydrogen transfer through the study of deuterated
2-NT may be employed. Similarly, understanding the aci-rearrangement within 2-NT gives
a baseline for chemical intuition needed to study hydrogen transfers within larger molecules
directly such as TNT and RDX. Similarly, understanding the involvement of excited state
potential energy surfaces and possible conical intersections can give greater understanding
to specific excited state pathways within 2-NT. Understanding these pathways within 2-NT
will give the necessary ground work to understand plausible excited state involvement within
larger molecules, as described above, which are not as readily studied.
The second study of NM uses DFT, CCSD(T), and ab initio molecular dynamics to an-
alyze the fragmentation into CH +3 , NO
+
2 , and NO
+. From theoretical analysis, NO +2 and
CH +3 are formed through direct cleavage of the C-N bond, whereas NO
+ forms sponta-
neously upon nitro-nitrite rearrangement (NNR) of the NM+ cation. The “roaming” nitro-
nitrite rearrangement (NNR) pathway is attributed to the excess energy resulting from initial
population of the electronically excited D2 state in the parent ion. The direct cleavage of the
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C–N bond fragments CH +3 as attributed to a strong D0→ D1 transition when the C–N bond is
stretched from its equilibrium value of 1.48 Å to 1.88 Å. Direct dissociation to produce NO +2
can be induced by a D0→ D2 transition. To continue building on the principles of roaming,
participation of the population of excited states, and investigation of specific fragmentation
patterns, NNR in larger molecules such as 4-NT can be calculated. With the understanding
that within the NM radical cation, the isomerization happens through the trans-methylnitrite
isomer, rather than the cis-methylnitrite isomer, there is chemical insight into the plausible
arrangement of the nitro-group along the toluene structure. More specifically, when study-
ing increasingly large systems, parallels between experimental fragmentation patterns and
timescales with respect to molecular complexity can be investigated for the purpose of un-
derstanding the scalability of these molecular trends over larger systems. Also, from the
investigation of the roaming nature of the NNR reaction mechanism, further studies into
roaming mechanisms, specifically with the use of molecular dynamics simulations, may also
be studied.
Lastly, the third study of organic phosphonates determined the different fragmentations
of DMMP, DEMP, and DIMP radical cations. DMMP fragments into
cePO3(CH3)3+ (m/z = 109), PO2C2H
+
7 (m/z = 94), PO2(CH3)
+
2 (m/z = 93), and PO2CH
+
4
(m/z = 79). DEMP fragments into PO3H3H
+
10 (m/z = 125), PO3CH
+
6 (m/z = 97), and
PO2CH
+
4 (m/z = 79). DIMP fragments into PO3C4H
+





6 (m/z = 97), and PO2CH
+
4 (m/z = 79). Experimentally, hydrogen atom shifts
are observed for all atoms. This mechanism could be the mechanism for which experimen-
tally observed sugar radicals are formed. As a result, further study into the hydrogen transfer
mechanisms for each of these atoms should be studied. While reported, the hydrogen trans-
fer within DMMP and TMP are similar and both undergo low lying barriers for each, the
experimentally associated timescales were determined in this study. Molecular dynamics of
these molecules should be done as well to quantify the timescales for the hydrogen transfer
mechanisms.
With relation to the world at large, understanding these atomistic mechanisms give greater
insight into reactions to be computed on a larger scale, as reactions are not unimolecular. Fur-
ther studies of all of these molecules can be done to model more "real-world" scenarios, such
as modeling multi-molecular systems and monitoring intramolecular interactions between
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these models; modeling these reactions in water using a polarized continuum model to com-
pare the energetic barriers and timescales of solvent experiments with that of our gas-phase
reactions, and applying these findings to larger hybrid and coarse-grained models.
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